Methyl acrylate (MA) (99 % stabilized; Acros) was passed over a sand/alumina column before use to remove the radical inhibitor. Pentaerythritol tetrakis(2-bromoisobutyrate) 
Techniques
The chromatographic parameters of the samples were determined using high performance size-exclusion chromatography (HPSEC); Viscotek (Viscotek TDAmax) with a differential viscometer (DV); right-angle laser-light scattering (RALLS) (Viscotek); low-angle laser-light scattering (LALLS) (Viscotek) and refractive index (RI) detectors. The column set consisted in a PL 10 mm guard column (50 7.5 mm 2 ) followed by one Viscotek T200 column (6 µm), one MIXED-E PLgel column (3 µm) and one MIXED-C PLgel column (5 µm). A HPLC dual piston pump was set at a flow rate of 1 mL/min. The eluent, THF, was previously filtered through a 0.2 µm filter. The system was also equipped with an on-line degasser. The tests were done at 30 °C using an Elder CH-150 heater. Before the injection (100 µL), the samples were filtered through a polytetrafluoroethylene (PTFE) membrane with 0.2 µm pore. The system was calibrated with narrow polystyrene (PS) standards. The dn/dc of PMA was determined as 0.063. The number-average molecular weight (M n,GPC ) and dispersity (Ð) of synthesized polymers were determined by multidetectors calibration using OmniSEC The PMA samples were dissolved in THF at a concentration of 10 mg/mL for the MALDI-TOF-MS analysis and DHB and HABA (0.05 M in THF) were used as matrices. The dried-droplet samples preparation technique was used to obtain a 1:1 ratio (sample/matrix); an aliquot of 1 µL of each sample was directly spotted on the MTP AnchorChip TM 600/384 TF MALDI target, BrukerDaltonik (Bremen Germany) and, before the sample dried, 1 µL of matrix solution in THF was added and the mixture allowed to dry at room temperature, to allow matrix crystallization. External mass calibration was performed with a peptide calibration standard (PSCII) for the range 700-3000 (9 mass calibration points), 0.5 µL of the calibration solution and matrix previously mixed in an Eppendorf tube (1:2, v/v) were applied directly on the target and allowed to dry at room temperature. Mass spectra were recorded using an Autoflex III In the 1 H NMR analysis the protons chemical shifts were assigned ( Figure S13) according to the references: (e, g, f, f'), [3] [4] [5] (a, b, c), 3, 6 (dr, dm). 3, [7] [8] [9] [10] The spectrum reveals resonance at 1.7 ppm due to water trace in CDCl 3 that makes the signal of protons dr partially overlapped with the water signal. Chain-end functionality, in 
